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Henseke' suggested the tautomerio structures I and II for Percival 

dianhydro-osazone. 
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IQ#R spectrum of Percival dianhydro-osazone acetate 

(fig. 1). and found that it poeseesed only one lmino,proton, thus favouring 
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etructure IIb. We therefore, excluded structure I nhlch possesses two lmino 

protons. The rest of the XblR spectrum was also in agreement with the oarbon- 

hydrogen skeleton of IIb. The doublet at 6 5.08 ppm. was assigned to the 

1 0. Henseke, U. MUller and 0. Badlcke, Chem. l$er., j& 2270 (1958). 
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methine proton of C-3 of the oaazone preoursor, whloh is linked to the etherlo 

oxygen, It wee coupled with a relatively large coupling (Jr 8 cps.) to the 

proton whose reaonanoe appeared at 6 4.65 ppm. which wae assigned to the C-4 

proton of the osazone preoursor. TM6 large coupling of J= 8 cpa. wae 

explained by an ax--ax trane relationship between C-3 and C-4 pmtone. The 

latter proton a:?pearing at 6 4.65 ppa. wae split by a large coupling of 

J- 8 cpe. by this trans proton of C-3, and with a moderately large coupling of 

J= 6 ape. to thle proton at about 6 5.65 ppm., assigned to the methinb proton 

of C-5 bearing the C-acetyl group. The moderate size coupling of J= 6 ope. 

was also aecrib’ed to a trans arrangement of the proton of C-4 and C-5 but 

probably quasi ox-ex. The proton of C-5 appearing at & 5.65 ppm. wae eplit 

with a coupling constant of J= 6 cpe. by the trane proton of C-4 end the 

trane proton of C-6 methene, end a emall coupling of J= 3 cpe. by the cis 

proton at c-6. The geminal protone of the mathene group at C-6 of the oeazone 

precureor appeared at 6 4.3 and 3.7 ppm. Both being split by a large 



geminal coupling of Jm 11 OPS. The trane proton at d 4.3 ppm. was spiPt b 

the c-5 proton with a spin-spin coupling constant of Ja 6 cps. and the cis 

methene proton at 6 3.7 ppm. with a coupling constant of J= 3 ops. 

prom the above, it is seen that we have in Percival dianhydro-osazone a 

trane arrangement between the protons of the C-3 and C-4, end a trans arreng- 

ement between thoee of C-4 and C-5. Since it is known that Percival dlanhyaro 

2 
oeazone possesses the eeme configuration at C-5 as the starting oeazone , we 

can now determine the configuration of C-3 and C-4. Thu;, if we represent 

the dlenhydro-osazone sidewey with the OAo group above the plane of the 

rings (econfiguration) and the C-5 hydrogen below the plane of the rings, 

then the proton of C-4 till be above the rings and that at C-3'below the 

plane of the rings (Formula III). 

We have found that oeazone acetates having a 3,6-anhydro-ring such as 

(IV end V) did not give Percival dianhydro-osazone, irrespective of the 

configuration of their 3,6-anbydro-ring, they were meqavly hydrolysed to 

the starting 3,6-enhydro-osazone. Similarly, IV-acetyl-osazones such as 

N-acetyl-tetra-0-acetyl-Dlyxo_hexulose phenylosazone (VI) failed to give 

a dianhydro-osazone, probably because the difficultly hydrolysable N-acetyl 

group delayed the anbydride formation between the hydrazone residue and the 

hydroxyl group of C-4, which must apparently proceed the formation of 3,6- 

anhydro-ring. This would explain the failure of 3,6-enhydro-osazone to 

give a dianhydro-osazone . 

2 E.G. Percival, J. Chem. got., 1384 (1938). 
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we have also prepared a number of tetra-0-acetyl-D-arabino-hexulose 

arylosazones substituted in the phenyl ring with electron releasing groups, 

such as c-, E, and E-CH 
3' 

and pCC_H3, and electron attracting groups, such 

as pCOOH and pN02, and found that dianhydro-osazones could readily be 

obtained ,from the former osazone acetates but not the latter. 


